1
H NMR (400 MHz, CDCl 3 ) δ 7.37-7.10 (m, 10H), 5.30 (s, 2H), 4.97 (t, J = 5.7 Hz, 1H), 3.68-3.38 (m, 3H), 3.30-3.20 (m, 1H) , 3.00-2.89 (m, 1H), 2.65 (brs, 1H), 1.97-1.85 (m, 1H), 1.85-1.70 (m, 1H); 13 C NMR (100 MHz, CDCl 3 ) δ 156. 4, 142.0, 136.4, 128.6 (2C), 128.3 (2C) , 127.9 (2C), 127.8, 127.6 (2C), 126.7, 66.5, 60.1, 46.3, 42.4, 36.0; IR (neat) υ max 3330, 3029, 2933, 2880, 1694, 1453, 1245, 1044, 737, 696 (cm -1 ); HRMS (FAB) calcd. for C 18 H 22 NO 3 [M+H] + 300.1600, found 300.1596.
tert-Butyl (4-hydroxy-2-phenylbutyl)carbamate (1b).
A stirred solution of LiAlH 4 (2.60 g, 68.5 mmol, 3 equiv) in THF (110 mL) was treated with ethyl 3-cyano-3-phenylpropanoate (4.59 g, 22.6 mmol, 1 equiv) at 0 °C. After being stirred for 30 min at room temperature, the reaction mixture was refluxed for 15 h. After being cooled to 0 °C, the reaction was quenched by the careful adding H 2 O (1.2 mL), 10% NaOH solution (1.2 mL) and H 2 O (3.6 mL) sequentially. After being stirred for an additional 2 h at room temperature, the crude mixture was filtered through a pad of Celite, and the filtrate was concentrated under reduced pressure to yield 4-amino-3-phenylbutan-1-ol, which was used in the next step without further purification.
S4
According to general procedure B, the crude amino alcohol was reacted with di-tert-butyl dicarbonate to give compound 1b as a white solid (3.84 g, 64%). mp 89.8-90.7 °C; 1 H NMR (400 MHz, CDCl 3 ) δ 7.28 (t, J = 7.4 Hz, 2H), 7.20 (t, J = 7.3 Hz, 1H), 7.15 (d, J = 7.1 Hz, 2H), 4.53 (brs, 1H), 3.60-3.52 (m, 1H), 3.52-3.42 (m, 2H), 3.21-3.11 (m, 1H), 2.95-2.85 (m, 1H), 2.32 (brs, 1H), 1.94-1.86 (m, 1H), 1.82-1.74 (m, 1H) 1.36 (s, 9H); 13 C NMR (100 MHz, CDCl 3 ) δ 156. 0, 142.4, 128.7 (2C), 127.7 (2C), 126.7, 79.2, 60.4, 45.9, 42.6, 36.2, 28.3 (3C) ; IR (neat) υ max 3436, 3380, 2963, 2897, 2870, 1681, 1521, 1250, 1165, 754, 697 (9H-Fluoren-9-yl)methyl (4-hydroxy-2-phenylbutyl)carbamate (1c). A stirred solution of LiAlH 4 (2.60 g, 68.5 mmol, 3 equiv) in THF (110 mL) was treated with ethyl 3-cyano-3-phenylpropanoate (4.59 g, 22.6 mmol, 1 equiv) at 0 °C. After being stirred for 30 min at room temperature, the reaction mixture was refluxed for 15 h. After being cooled to 0 °C, the reaction was quenched by the careful adding H 2 O (1.2 mL), 10% NaOH solution (1.2 mL) and H 2 O (3.6 mL) sequentially.
After being stirred for an additional 2 h at room temperature, the crude mixture was filtered through a pad of Celite, and the filtrate was concentrated under reduced pressure to yield 4-amino-3-phenylbutan-1-ol, which was used in the next step without further purification.
According to general procedure C, the crude amino alcohol was reacted with Fmoc chloride to give compound 1c as a colorless oil (5.34 g, 61%). 1 H NMR (400 MHz, CDCl 3 ) δ 7.75 (d, J = 7.4 Hz, 2H), 7.52 (d, J = 7.0 Hz, 2H), 7.39 (t, J = 7.4 Hz, 2H), 7.34-7.27 (m, 5H), 7.16 (d, J = 7.2 Hz, 2H) 4.96 (brs, 1H), 4.36 (quintet, J = 9.1 Hz, 2H), 4.16 (t, J = 6.7 Hz, 1H), 3.60-3.52 (m, 2H), 3.52-3.44 (m, 1H), 3.30-3.22 (m, 1H) , 2.99-2.91 (m, 1H) 2.42 (brs, 1H), 1.95-1.88 (m, 1H), 1.87-1.76 (m, 1H); 13 C NMR (100 MHz, CDCl 3 ) δ 156. 4, 143.79, 143.77, 142.1, 141.1, 128.6 (2C) , 127.7 (2C), 127.5 (2C), 126.9 (2C), 126.8 (2C), 124.9 (2C), 119.8 (2C), 66.4, 60.2, 47.1, 46.3, 42.5, 35.9 ; IR (neat) υ max 3320, 3062, 2933, 1695, 1518, 1448, 1245, 1045, 735, 699 Benzyl (5-hydroxy-2-phenylpentyl)carbamate (1f). A stirred solution of LiAlH 4 (2.60 g, 68.5 mmol, 3 equiv) in THF (110 mL) was treated with ethyl 4-cyano-4-phenylbutanoate 1 (4.91 g, 22.6 mmol, 1 equiv) at 0 °C. After being stirred for 30 min at room temperature, (1) K. A. Parker and J. Kallmerten, J. Org. Chem., 1980 , 45, 2614 S5 the reaction mixture was refluxed for 15 h. After being cooled to 0 °C, the reaction was quenched by the carefully adding H 2 O (1.2 mL), 10% NaOH solution (1.2 mL) and H 2 O (3.6 mL) sequentially. After being stirred for an additional 2 h at room temperature, the crude mixture was filtered through a pad of Celite, and the filtrate was concentrated under reduced pressure to yield 5-amino-4-phenylpentan-1-ol, which was used in the next step without further purification.
According to general procedure A, the crude amino alcohol was reacted with benzyl chloroformate to give compound 1f as a colorless oil (4.32 g, 61% 
Preparation of 1d
Benzyl (4-hydroxynonyl)carbamate (1d). To a stirred solution of benzyl 2-oxopyrrolidine-1-carboxylate (2.19 g, 10.0 mmol, 1 equiv) in THF (50 mL), pentyl magnesium bromide (5.0 mL, 10.0 mmol, 1 equiv, 2.0 M solution in diethyl ether) was added at -78 °C. After 1 h of stirring at -78 °C, the reaction was quenched by adding brine at 0 °C, and the mixture was extracted twice with CH 2 Cl 2 . The combined organic layers were washed with a saturated NH 4 Cl and brine, dried over MgSO 4 and concentrated in vacuo to give benzyl 2-hydroxy-2-pentylpyrrolidine-1-carboxylate, which was used in the next step without purification.
The obtained crude mixture of benzyl 2-hydroxy-2-pentylpyrrolidine-1-carboxylate was dissolved in MeOH (50 mL), and CeCl 3 7H 2 O (3.80 g, 10.2 mmol, 1 equiv) and NaBH 4 (1.20 g, 31.7 mmol, 3 equiv) were added portionwise. After an additional 2 h of stirring at room temperature, the reaction was quenched by adding a saturated NH 4 Cl solution at 0 °C. After the excess MeOH was removed, the reaction mixture was diluted with water and extracted twice with EtOAc. The combined organic layers were washed with brine, dried over MgSO 4 and concentrated in vacuo. The residue was purified by flash chromatography on silica gel (hexane/EtOAc, 1:1) to
S6
give secondary alcohol 1d as a white solid (1.70 g, 58% 
Preparation of 1e and 1g-i
Benzyl (5-hydroxypentyl)carbamate (1e). 
Benzyl (6-hydroxyhexyl)carbamate (1h).

4
According to general procedure A, 6-aminohexan-1-ol was reacted with benzyl chloroformate to give compound 1h. 
Benzyl (E)-(6-hydroxyhex-4-en-1-yl)carbamate (1i).
5
Compound 1i was prepared by the known literature procedure. 
S7
(brs, 2H), 5.08 (s, 2H), 4.73 (brs, 1H), 4.08 (s, 2H), 3.22 (q, J = 6.9, 2H), 2.10 (q, J = 6.9 Hz, 2H), 1.61 (t, J = 7.57 Hz, 2H), 1.32 (brs, 1H).
Preparation of 1j and 1k
Benzyl (4-hydroxy-3-(hydroxymethyl)butyl)carbamate (4f). To a stirred solution of 1-Benzyl 3-methyl 2-oxopyrrolidine-1,3-dicarboxylate 6 (2.77 g, 10.0 mmol, 1 equiv) in methanol (20 mL), NaBH 4 (37.8 g, 99.9 mmol, 10 eqiuv) was added portion-wise at 0 °C. After 1 h of stirring at room temperature, the reaction was quenched by adding a saturated NH 4 Cl solution at 0 °C. After the excess MeOH was removed, the reaction mixture was diluted with water and extracted twice with EtOAc. The combined organic layers were washed with brine, dried over MgSO 4 and concentrated in vacuo. The residue was purified by flash chromatography on silica gel (hexane/EtOAc, 1:5) to give 4f as a white solid (1.82 g, 72% 
Benzyl (4-bromo-3-(hydroxymethyl)butyl)carbamate (1j).
To a stirred solution of 4f (507 mg, 2.00 mmol, 1 equiv) in CH 2 Cl 2 (20 mL), CBr 4 (663 mg. 2.00 mmol, 1 equiv) was added at 0 °C. PPh 3 (550 mg, 2.10 mmol, 1.05 equiv) was added in portions over 10 min, and the reaction mixture was stirred at room temperature for 1 h. The reaction mixture was diluted with water and extracted twice with CH 2 Cl 2 .
The combined organic layers were washed with brine, dried over MgSO 4 and concentrated in vacuo. The residue was purified by flash chromatography on silica gel (hexane/EtOAc, 1:1) to give 1j as a colorless oil (436 mg, 69% 
Preparation of 4b (E)-1-Azidodec-4-ene (S1).
A stirred solution of (E)-dec-4-en-1-ol (13.7 g, 87.7 mmol, 1 equiv) and methanesulfonyl chloride (20.1 g, 176 mmol, 2 equiv) in CH 2 Cl 2 (125 mL) was cooled to 0 °C. Et 3 N (24.5 mL, 176 mmol, 2 equiv) was added drop-wise over 15 min. Then, the reaction mixture was warmed to room temperature and stirred for 2 h. The reaction was quenched by adding brine at 0 °C and the mixture was extracted twice with CH 2 Cl 2 . The combined organic layers were washed with a saturated NH 4 Cl and brine, dried over MgSO 4 and concentrated in vacuo to give (E)-dec-4-en-1-yl methanesulfonate, which was used in the next step without purification.
The obtained crude mixture of (E)-dec-4-en-1-yl methanesulfonate was dissolved in DMF (150 mL), and NaN 3 (11.4 g, 175 mmol, 2 equiv) was added. The reaction mixture was stirred at 60 °C for 10 h, subsequently cooled to room temperature and diluted with Et 2 O (800 mL). The two layers were separated, and the organic phase was washed with brine, dried over MgSO 4 and concentrated in vacuo. The residue was purified by flash chromatography on silica gel (hexane only) to give S1 as a colorless oil (15.1 g, 95%). 0, 128.2, 50.7, 32.5, 31.3, 29.5, 29.1, 28.6, 22.5, 13.9; IR (neat) υ max 3414, 2954, 1670, 1357, 1101, 733, 696 
Benzyl ((4S*,5S*)-4,5-dihydroxydecyl)carbamate (4b). A stirred solution of LiAlH 4
(319 mg, 8.37 mmol, 3 equiv) in THF (110 mL) was treated with S2 (600 mg, 2.79 mmol, 1 equiv) at 0 °C. After being stirred for 30 min at room temperature, the reaction mixture was refluxed for 15 h. After being cooled to 0 °C, the reaction was quenched by the carefully adding H 2 O (150 μL), 10% NaOH solution (150 μL) and H 2 O (450 μL) sequentially. After an additional 2 h of stirring at room temperature, the crude mixture was filtered through a pad of Celite, and the filtrate was concentrated under reduced pressure to give 1-aminodecane-4,5-diol, which was used in the next step without further purification.
According to general procedure A, the crude amino alcohol was reacted with benzyl chloroformate to give 4b as a white solid (650 mg, 72% 4, 127.7, 50.8, 31.4, 29.3, 28.7, 27.1, 24.2, 22.5, 13.9 ; IR (neat) υ max 3411, 2880, 1671, 1412, 1357, 1101, 733 , 696 (cm 6, 73.9, 51.5, 31.8, 31.3, 28.0, 25.63, 25.56, 22.6, 14.0; IR (neat) υ max 3478, 2933 IR (neat) υ max 3478, , 2096 IR (neat) υ max 3478, , 1740 IR (neat) υ max 3478, , 1374 IR (neat) υ max 3478, , 1237 IR (neat) υ max 3478, , 1044 ); HRMS (FAB) calcd. 7, 139.2, 130.2 (2C), 129.7, 129.5 (2C), 76.7, 76.4, 68.1, 42.7, 34.5, 33.9, 31.4, 28.2, 27.5, 24.5, 15.2; IR (neat) 8, 76.4, 68.4, 42.6, 34.4, 33.9, 31.4, 28.2, 27.5, 24.5, 15.2; IR (neat) 
Determination of stereo configuration of 5a
3-1. HPLC analysis of 5a and rac-5a
We analyzed prolinol benzoate 5a by chiral HPLC. The chromatograms were compared with the chromatogram obtained from rac-5a, which was prepared from rac-4a. As shown in Figure S1 , only one peak was identified and no peak due to the racemization at the prolinol stereocenter was observed. The cyclization of the enantiomerically pure substrate 4a led to the enantiomerically pure prolinol benzoate 5a.
HPLC conditions : CHIRALCEL OJ (0.46 × 25 cm, 10 μm), hexane/2-propanol = 90:10, flow rate = 0.7 mL/min, λ = 225 nm. Figure S1 . Chiral HPLC chromatograms of 5a and rac-5a. 
3-2. Synthesis of S5
N
